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(54) FUEL BATTERY 

(57)Abstract: 

PURPOSE: To provide a fuel battery to which a reformed gas can be 
directly supplied. 

CONSTITUTION: In a fuel battery in which a gas 18 containing 
hydrogen is used as a fuel, a palladium series metal film 14 is provided 
as a hydrogen separation film of selectively transmitting hydrogen into 
the hydrogen pole side of a proton conduction type electrolyte layer 11. 
Hydrogen is preferentially transmitted from the gas touching the 
hydrogen pole through the palladium series metal film and transferred 
to the foregoing electrolyte layer to generate an electric power, so that 
a reformed gas can be supplied as a fuel direction to the battery without 
the gas containing hydrogen obtained by particularly reforming the fuel 
being refined with high purity in advance. 
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JPO and NCIPI are not responsible for any 
damages caused by the use of this translation. 

1. This document has been translated by computer. So the translation may not reflect the 
original precisely. 

2 **** s hows the word which can not be translated. 
3. In the drawings, any words are not translated. 



CLAIMS 



[Claim(s)] 

[Claim 1] The fuel cell characterized by making hydrogen penetrate preferentially out of 
the gas which comes to arrange the hydrogen demarcation membrane which makes 
hydrogen penetrate alternatively to the hydrogen pole side of the electrolyte layer of a 
PURONTO conduction type in the fuel cell which operates considering the gas containing 
hydrogen as a fuel, and touches a hydrogen pole through the hydrogen demarcation 
membrane concerned, and generating electricity by transmitting to said electrolyte layer. 



DETAILED DESCRIPTION 



[Detailed Description of the Invention] 
[0001] 

[Industrial Application] Without refining beforehand the hydrogen content gas which 
reforms especially the fuel concerned and is obtained to a high grade about the fuel cell 
which uses alcohol, such as hydrocarbons, such as methane, or a methanol, as a fuel, this 
invention is devised so that the hydrogen pole of the cell concerned can be directly supplied 
by using reformed gas as a fuel. 
[0002] 

[Description of the Prior Art] A fuel cell hardly generates the noise, when it is not 
necessary to use the fossil fuel which has the exhaustion problem of a resource, but since it 
has the description which was [ make / compared with other energy engines / recovery 
effectiveness of energy / very high ] excellent, it is use as a comparatively small power 
generating plant of a building unit or a works unit. In recent years, this fuel cell is used as 
a power source of the motor which replaces with the internal combustion engine for mount, 
and operates, and it considers driving a car etc. by this motor. In this case, it makes into a 
natural thing for an important thing to reuse the matter generated by the reaction as 
much as possible, and it is desirable for a not much big output to be small as much as 
possible with all the equipment of a not required thing, and the fuel cell which uses ion 
exchange membrane from such a point, especially the solid-state polyelectrolyte film fuel 
cell attract attention so that clearly also from it being an object for mount. 
[0003] Here, the basic structure of the body of a solid-state polyelectrolyte film fuel cell is 
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explained as an example, referring to drawing 4 . As shown in this drawing, the cell proper 
01 is constituted by joining gas diffusion electrodes 03A and 03B to the both sides of the 
solid-state polyelectrolyte film 02. And this zygote is manufactured by carrying out a 
hotpress etc., after setting gas diffusion electrodes 03A and 03B by the both sides of the 
solid-state polyelectrolyte film 02. Moreover, the reaction film 04A and 04B and the 
gaseous diffusion film 05A and 05B are joined, respectively, and, as for gas diffusion 
electrodes 03A and 03B, the front face of the reaction film 04A and 04B touches in the 
electrolyte membrane 02. Therefore, a cell reaction mainly occurs in the contact surface 
between an electrolyte membrane 02 and the reaction film 04A and 04B. moreover, the gas 
separator which has oxygen supply slot 06a in the front face of the above-mentioned gas 
diffusion electrode 03A - moreover, the gas separator 07 which has hydrogen supply slot 
07a is joined to the front face of gas diffusion electrode 03B of another side, respectively, 
and the oxygen pole and the hydrogen pole are constituted. 

[0004] And if oxygen supply slot 06a and hydrogen supply slot 07a supply oxygen and 
hydrogen, respectively, oxygen and hydrogen will be supplied to the reaction film 04A and 
04B side through each gaseous diffusion film 05A and 05B, and the following reactions will 
occur by the interface of each reaction film 04A and 04B and an electrolyte membrane 02. 
interface [ of reaction film 04A ]: - interface [ of 02+4H++4e ->2H2 O reaction film 04B ]: - 
2H2 ->4H++4e- here - 4H+ Although it flows from a hydrogen pole to an oxygen pole 
through an electrolyte membrane 02, 4e- will flow from a hydrogen pole to an oxygen pole 
through a load 08, and electrical energy is obtained. 

[0005] By the way, when a hydrocarbon or alcohol is used as a raw material, as a 
conventional method of working a fuel cell and obtaining power, there is a thing as shown 
in drawing 3 . In this drawing, after desulfurizing material gas first, if steam is mixed at a 
predetermined rate and it feeds into a reforming machine, the following steam-reforming 
reactions will advance under existence of a reforming catalyst. That is, if the example of 
methane shows, the reaction of following reaction-formula (l) - (3) shown in "** 1" will 
advance. 
[0006] 
[Formula l] 



[0007] The reforming reaction of hydrocarbons, such as the above-mentioned methane, is 
H2+, so that temperature is high, and a pressure is low from a viewpoint of 
thermodynamical equilibrium and there are many steam ratios. A reaction advances to the 
direction where the concentration of CO becomes high. 

[0008] consequently, the outlet gas of a reforming machine - H2 others - CH4, H2 O, and 
CO and C02 Although gas is contained, since CO serves as catalyst poison, generally with 
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the fuel cell of a phosphoric acid mold or a solid-state polyelectrolyte membrane type, the 
reformed gas from a reforming machine cannot be used as fuel gas for direct fuel cells. 
[0009] Then, reformed gas is fed into CO transformer and it is CO by the reaction (3) of the 
above-mentioned [ bottom / of catalyst existence ] H2 It converts and mitigating CO 
concentration to about 0.5 - 1% is performed. When there is the need of furthermore 
reducing CO concentration, raising purity is performed until it applies the gas after CO 
conversion to a gas purifier further, for example, CO is set to 10 ppm or less. As a gas 
purification method at this time, there are means, such as low temperature processing, an 
adsorption separation method, the deoxo method by the paUadium catalyst, a wet 
absorption purification method, and a diffusion method by the paUadium system alloy film. 
[0010] Thus, the heat of combustion of hydrogen is transformed to direct current power by 
supplying the gas (CO concentration having been reduced especially) containing the 
hydrogen of the high grade obtained to the hydrogen pole of a fuel cell, and supplying air or 
oxygen gas to another side and an oxygen pole. 
[0011] 

[Problem(s) to be Solved by the Invention] With the conventional technique which was 
mentioned above, it is a fuel cell, especially it is obliged to complicated down stream 
processing (refer to drawing 3 ) in especially concentration reduction of CO so that 
poisoning of the polar-zone catalytic-reaction layer may not be carried out. 
[0012] That is, there are the following faults after a steam-reforming reaction. 

1) Need CO transformer. 

2) Need an altitude refiner further depending on the case. 

3) Consequently, equipment expense and running cost become expensive and worsen 
economical efficiency. 

[0013] This invention aims at offering the fuel cell which can supply reformed gas to the 

fuel cell concerned directly in view of the above-mentioned problem. 

[0014] 

[Means for Solving the Problem] The configuration of the fuel cell concerning this 
invention which attains said purpose is characterized by to make hydrogen penetrate 
preferentially out of the gas which comes to arrange the hydrogen demarcation membrane 
which makes hydrogen penetrate alternatively to the hydrogen pole side of the electrolyte 
layer of a PURONTO conduction type, and touches a hydrogen pole through the hydrogen 
demarcation membrane concerned, and to generate electricity by transmitting to said 
electrolyte layer in the fuel cell which operates considering the gas containing hydrogen as 
a fuel. 

[0015] Hereafter, the contents of the fuel cell concerning this invention are explained to a 
detail. 

[0016] It is the block diagram showing the outline of the fuel cell concerning this invention 
in drawing 1 . As shown in this drawing, while forming the catalyst bed 12 for hydrogen 
dissociation in one side face of an electrolyte membrane 11, the catalyst bed 13 for 
hydro-acid izing is formed in the side face of another side. Moreover, the negative -electrode 
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side gas separator 15 is laid on top of the palladium system metal membrane 14 list as a 
hydrogen demarcation membrane which serves as a hydrogen electrode in the side face of 
the catalyst bed 12 for one hydrogen dissociation one by one. The positive -electrode side 
gas separator 17 is laid on top of the oxygen electrode 16 list of porosity nature one by one 
also on the side face of the catalyst bed 13 for hydro-acid-izing of another side. 
[0017] And the hydrogen content fuel gas 18 as reformed gas is discharged out of a system 
as a stream 20, after the fuel gas passage 19 formed in the above-mentioned 
negative-electrode side gas separator 15 is supplied and hydrogen is consumed in part. On 
the other hand, oxygen content gas 21, such as air, is discharged out of a system as a 
stream 23, after the oxygen content gas passageway 22 formed in the positive-electrode 
side gas separator 17 of the opposite side is supplied and oxygen is consumed in part. 
[0018] The palladium system metal membrane 14 as a hydrogen demarcation membrane 
which serves as the above-mentioned hydrogen electrode here has the capacity to make 
only the hydrogen in hydrogen content fuel gas 18 penetrate alternatively, and it 
penetrates the inside of the palladium system metal membrane 14 concerned, and he is 
trying to lead the hydrogen of the above-mentioned hydrogen content fuel gas 18 to the 
electrolyte membrane 11 of a proton conduction type. 

[0019] As a palladium system metal membrane 14 which makes this hydrogen penetrate 
alternatively, Pd single ****, the PdAg alloy film, the Pd-Y alloy film, the PdAgAu-Ru 
alloy film, etc. can be mentioned, for example. 

[0020] About passage of the hydrogen in these palladium system metal membranes, many 
researches are made after discovery of Graham, and the setup of the transparency device is 
as follows. 

(1) A hydrogen content child sticks to the front face of the film by the side of raw gas. 

(2) Dissociate to a hydrogen atom, with an adsorption hydrogen content child adsorbing. 

(3) An adatom ionizes, separate into a proton and an electron and award an electron to a 
metal grid. 

(4) It is spread in the opposite side (purification hydrogen side) from a membranous raw 
gas side in the state of a proton. 

(5) A proton receives an electron from a metal grid in the opposite side, and the atom of the 
letter of adsorption generates. 

(6) Association of two adsorption hydrogen atoms generates an adsorption hydrogen 
content child. 

(7) a film surface to a hydrogen content child's desorption - carry out. 

Only the hydrogen which carries out a dissociative adsorption and can be in a proton 
condition by the above-mentioned step can carry out diffuse transmission of the inside of 
the film. 

[0021] Next, the relation between the behavior of the hydrogen and the acid which are 
supplied as a fuel of the fuel cell which made the hydrogen pole the above-mentioned 
palladium system metal membrane 14, and the power to generate is explained below. 
[0022] First, hydrogen infiltrates into said palladium system metal membrane 14 from the 
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fuel gas passage 19 side by the side of a negative electrode, and by the alternative 
hydrogen permeation function of this film, after it moves to the other end of the palladium 
system metal membrane 14 concerned in the proton H+24a condition, it is diffused in the 
catalyst bed 12 for hydrogen dissociation in a hydrogen content child's condition. Next, by 
the catalysis of the catalyst bed 12 concerned, a hydrogen content child dissociates and is 
proton H+. Electron e - It generates. Furthermore, concerned proton H+ Proton H+ which 
diffuses an electrolyte membrane 11 02 which is set to flow 24b, reaches the catalyst bed 
13 for hydro-acid-izing, and diffuses the inside of the porous oxygen electrode 15 from the 
oxygen content gas-passageway 22 side by the side of a positive electrode It flows through 
flow 25 and an external electrical circuit. Electron e - Flow 26c is joined, it reacts and H2 O 
is generated. The H2 O concerned is the inside of an oxygen electrode 15 02 In flow 25, it is 
spread in the reverse sense, and the positive-electrode side oxygen content gas passageway 
20 is reached, and it is discharged. 

[0023] That is, when the reaction in the polar zone is summarized, it comes to be shown in 
following "** 2." 
[0024] 
[Formula 2] 

In the catalyst bed 12 for hydrogen dissociation H2 >4H++4e- ... (4) 
In the catalyst bed 13 for hydro-acid-izing 4H++4e +02 >2H2 O ... (5) 

[0025] Electron e generated at the above-mentioned reaction (4) - Electron e - It becomes 
flow 26a, 26b, and 26c, moves to an antipole side, and contributes to a reaction (5). At this 
time, it is Electron e. - In case flow passes the electric load resistance 27, it will be 
outputted as power. 

[0026] In the above-mentioned explanation, although the palladium system metal 
membrane 14 as a hydrogen demarcation membrane which makes the hydrogen prepared 
in the negative-electrode side penetrate alternatively is provided in one side face of the 
catalyst bed 12 for hydrogen demarcation membranes established in the side face of an 
electrolyte membrane 11 as shown in drawing 1 , it explains explanation of the fuel cell 
which it comes to constitute without using the catalyst bed 12 for these hydrogen 
demarcation membranes with reference to drawing 2 . 

[0027] The configuration of the fuel cell shown in drawing 2 joins the palladium system 
metal membrane 14 to the side face of an electrolyte membrane 11 directly compared with 
the fuel cell shown in drawing 1 , and although the points which make unnecessary the 
catalyst 13 for hydrogen demarcation membranes differ, other configurations suppose that 
it is the same as that of the configuration of the fuel cell shown in drawing 1 . Therefore, 
about the overlapping member, the duplicate number is attached and the explanation is 
omitted. 

[0028] Next, the relation between the behavior of the hydrogen and the acid which are 
supplied as a fuel of a fuel cell which makes a hydrogen pole the above-mentioned 
palladium system metal membrane 14, and it comes to join to the direct electrolyte 
membrane 11, and the power to generate is explained with reference to drawing 2 below. 
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[0029] Hydrogen infiltrates into said palladium system metal membrane 14 from the fuel 
gas passage 19 side by the side of a negative electrode. First, by the alternative hydrogen 
permeation function of this film After moving to the other end of the palladium system 
metal membrane 14 concerned in the proton H+24a condition, with the condition of proton 
H+24a - the inside of the electrolyte membrane 11 concerned - advancing - further - 
concerned proton H+ Proton H+ which diffuses an electrolyte membrane 11 02 which is set 
to flow 24b, reaches the catalyst bed 13 for hydro-acid-izing, and diffuses the inside of the 
porous oxygen electrode 15 from the oxygen content gas-passageway 22 side by the side of 
a positive electrode It flows through flow 25 and an external electrical circuit. Electron e - 
Flow 26c is joined, it reacts and H2 O is generated. The H2 O concerned is the inside of an 
oxygen electrode 15 02 In flow 25, it is spread in the reverse sense, and the 
positive-electrode side oxygen content gas passageway 20 is reached, and it is discharged. 
[0030] That is, when the reaction in the polar zone is summarized, it comes to be shown in 
following "** 3." 
[0031] 
[Formula 3] 

In the front face (hydrogen pole side) of the palladium system metal membrane 14 which 

penetrates hydrogen alternatively H2 ->4H++4e- ... (6) 

In the catalyst bed 13 for hydro-acid-izing 4H++4e-+02 ->2H2 O ... (7) 

[0032] Electron e generated at the above-mentioned reaction (6) - Electron e - It becomes 
flow 26a, 26b, and 26c, moves to an antipole side, and contributes to a reaction (7). At this 
time, it is Electron e. - In case flow passes the electric load resistance 27, it will be 
outputted as power. 

[0033] For the above and the palladium system metal membrane 14, there is an operation 
which makes hydrogen ionize [ ionize and it adsorption-dissociates / operation ], and 
hydrogen is the inside of the film Proton H+ It moves in the condition. Therefore, it is 
proton H+ at joining the palladium system metal membrane 14 and an electrolyte 
membrane 11 directly. Flow can be delivered to an electrolyte membrane 11 from the 
palladium system metal membrane 14. 
[0034] 

[Example] Hereafter, based on the following examples, it explains that the fuel cell by this 
invention is effective, an electrical-potential-difference x current characteristic (IV 
property) - 0.75Vx0.2 A/cm2 namely, power flux density -- 0.15 W/cm2 When operating a 
cell, it asks for the flux of the hydrogen which flows a cell. Since the hydrogen initial 
complements of per 1W are about 0.025 mols / h-w, using potential efficiency of a cell as 
64%, it is power-flux-density 0.15 W/cm2. The hydrogen flux phiH2 at the time serves as a 
mol (0.15 (0.025)) / cm2 and h= 1.37cm3 / cm2, and mm. Below, the conditions of the 
palladium system metal membrane for obtaining the aforementioned hydrogen flux are 
examined. Hydrogen flux phiH2 which lets the palladium system metal membrane 
concerned pass It is given by the formula shown in-one following "number." 
[0035] 
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[Equation l] 



[0036] Here, operating temperature is made into 120 degrees C (=393K), and a 
downstream hydrogen partial pressure is temporarily set to PL**0atm. Moreover, the 
Pd-Ag alloy film is adopted as a palladium system metal membrane. Since the thickness 
and hydrogen permeation multiplier are in inverse proportion, by adjusting thickness, the 
hydrogen permeation multiplier K can be set as a predetermined value, and the value of 
K=200-300 can be realized comparatively easily. Upstream hydrogen partial pressure PH 
which obtains hydrogen flux phiH2 = 1.37cm3 / cm2, and mm from the above-mentioned 
formula (l) It will be set to PH2=0.0143-0.0322atm if it asks. 

[0037] Therefore, when operating the total pressure of hydrogen content fuel gas by 
2atm(s), 0.7-1.6-mol % order ****** Q f the hydrogen concentration in this fuel gas wiU be 
good. 

[0038] However, in fact, although a larger value than an above-mentioned upstream 
partial pressure or the value of upstream hydrogen concentration is needed since gas 
constituents other than that a downstream hydrogen partial pressure is not zero and 
hydrogen are resisting to diffusion of hydrogen in the gas laminar film formed in the 
upstream and the downstream of the palladium charge metal membrane concerned, the 
example which rounded and made the formation conditions of a fuel cell as an experiment 
is shown below by making an above-mentioned condition value into a standard. 
[0039] (Example l) the example concerning the configuration of the fuel cell which showed 
this example to drawing 1 - it is - as the palladium system alloy film 14 - the Pa*Ag alloy 
film - using - structure and an operating condition - and the result of the acquired 
generation-of-electrical-energy property is shown below. 

[0040] Although the hydrogen content gas and oxygen content gas which the fuel cell was 
made to energize were seen from the cell engine performance and it was superfluous, it 
turned out that it can generate electricity with the cell configuration proposed by this 
invention. 
[0041] 
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(1) Structure conditions of a cell Effective generation-of-electrical-energy area of a eel: 
5cmx5cm Electrolyte membrane (quality of the material) : perfluoro sulfonic acid type ion 
exchange membrane (film thickness) : 125 micrometers (ion exchange capacity Ae) U.l 
meg/g-resin Catalyst bed (quality of the material) :P. t support carbon particle layer (a 
hydrogen pole side, oxygen pole side) 

: 0.12mm (Film thickness) :1.5 mg/cm2 (The amount of Pt support) Hydrogen separation 
metal membrane (quality of the material) :P a and Ag alloy film :25wt% (Ag content) (Film 
thickness) : [About 10 micrometers ] Oxygen electrode (quality of the material) : The sheet 
made from porosity carbon : About 0.4mm (Thickness) Gas separator (quality of the 
material) : SUS316L : A width [ of 0.4mm ] x depth [ of 0.5mm ] x pitch 1mm (2) operating 
condition (The shape of a quirk) Temperature : 100 degrees C Pressure: Ordinary pressure 
Hydrogen content gas (presentation): H2 : 30-mol %, and H2 O:30-mol %, N2 : 38.5-mol % 
and CO:i.5-mol % (flow rate) :1200 Ncc/min Oxygen content gas (presentation): 
Humidification air (02:19%, N2:71%, H2 0:10%) 

: (Flow rate) 1500 Ncc/min(3) generation-of-electrical-energy engine performance Electrical 
potential difference: 0.7V Current density: 0.08 A/cm2 [0042] (Example 2) Next, the 
example concerning the configuration of the fuel cell shown in drawing 2 is explained. In 
this example, it has joined to the direct electrolyte membrane 11, using the Pa-Ag alloy 
film as palladium system alloy film 14. The result of this structure and operating condition, 
and the generation-of-electrical-energy property which could reach is shown below. 
[0043] Although the hydrogen content gas and oxygen content gas which the fuel cell was 
made to energize were seen from the cell engine performance and concentration 
distribution had become the amount of overage so that might not be formed in a gas side 
within a cell, it turned out that it can generate electricity with the cell configuration 
proposed by this invention. 
[0044] 

(1) Structure conditions of a cell Effective generation-of-electricalenergy area of a eel: 
5cmx5cm Electrolyte membrane (quality of the material) : perfluoro sulfonic acid type ion 
exchange membrane (film thickness) : 125 micrometers (ion exchange capacity Ae) :i.l 
meg/g-resin Catalyst bed (quality of the material) :P. t support carbon particle layer 
(however, only oxygen pole side) 

: 0.12mm (Film thickness) :1.5 mg/cm2 (The amount of Pt support) Hydrogen separation 
metal membrane (quality of the material) :P a and Ag alloy film :25wt% (Ag content) (Film 
thickness) : [About 10 micrometers ] Oxygen electrode (quality of the material) : The sheet 
made from porosity carbon : About 0.4mm (Thickness) Gas separator (quality of the 
material) : SUS316L : A width [ of 0.4mm ] x depth [ of 0.5mm ] x pitch 1mm (2) operating 
condition (The shape of a quirk) Temperature : 101 degrees C Pressure: Ordinary pressure 
Hydrogen content gas (presentation): H2 : 20-mol %, and H2 O:30-mol %, N2 : 48.5-mol % 
and CO:i.5-mol % (flow rate) :1240 Ncc/min Oxygen content gas (presentation): 
Humidification air (02:19%, N2:71%, H2 0:10%) 

: (Flow rate) 1550 Ncc/min(3) generation-ofelectrical-energy engine performance Electrical 
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potential difference: 0.71V Current density: 0.05 A/cm2 [0045] 

[Effect of the Invention] As mentioned above, since the palladium system metal membrane 
was used as a hydrogen pole according to the fuel cell concerning this invention as stated 
with the example, the effectiveness which only hydrogen can be penetrated alternatively 
and shows it below is done so. 

1) In order to obtain high grade hydrogen like a conventional method, it becomes 
unnecessary to refine hydrogen, and the whole system is simplified and miniaturized by 
the deoxo method or membrane-separation method for burning alternatively CO which 
remains further after CO water gas shift reaction with a catalyst (CO >C02), the 
adsorption purification method, etc. 

2) The configuration of a fuel cell does not become complicated especially as compared with 
a conventional method. 

3) Moreover, in joining a palladium system metal membrane to a direct electrolyte 
membrane, a catalyst bed becomes unnecessary and structure simplifies. 

4) So, it can contribute to energy saving and saving resources according to the effectiveness 
of the above 1-3. 



DESCRIPTION OF DRAWINGS 



[Brief Description of the Drawings] 

[Drawing 1] It is the decomposition perspective view of the gas separator concerning one 
example. 

[ Drawing 21 It is the explanatory view showing the components structure of the separator 
of drawing 1 . 

[Drawing 3] It is the graph which shows the cell performance curve of a test result. 
[Drawing 4] It is the block diagram showing a solid-state polyelectrolyte film fuel cell. 
[Description of Notations] 

1 1 Electrolyte Membrane 

12 Catalyst Bed for Hydrogen Dissociation 

13 Catalyst Bed for Hydro-Acid "izing 

14 Palladium System Metal Membrane 

15 Negative-Electrode Side Gas Separator 

16 Oxygen Electrode 

17 Positive-Electrode Side Gas Separator 

18 Hydrogen Content Fuel Gas 

19 Fuel Gas Passage 

20 23 Stream 

21 Oxygen Content Gas 

22 Oxygen Content Gas Passageway 
24a Proton H+ 

24b Proton H+ Flow 
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25 02 Flow 

26a-26c Electron e - Flow 

27 Electronic Load Resistance 
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K^«^S0 6 aWtS^Xt^U-*^ Sfcflto? 
©tfXtSStmffiO 3 BO«ffittt7kJj|«|&8|0 7a*f 

-rs^x-fe^u-^0 7*^n^ns^nT^»>, 

[0 0 0 4] f LT> .BXttlMRO 6 aRtf*ig«S&iS 

o 7 aiimmRTf7km%*ix*tnt&&-rzt. mm, * 

*fi> #^©;*?X&iSdl0 5 A, 0 5 B*^LTg/£B 
0 4 A, 0 4BM^«^g^tX, ^SSJS)K0 4A, 0 4B 

tmrnnmo 2 £©wbbt?#<dj: 0 ?>„ 

KlSJKO 4 A<D|?M : 
Oz + 4H* +4 e" -»2Hz O 
Rltmo 4 B©WI : 
2 Hz -^4H* + 4 e- 

[0 0 0 5] i:C5T-, KfbidRXtt7;I/3-;I/«MDn 
O^atLTtt, 03fc;jVr<J:-5ftt>©#ftS o HHt 

*s^t. n»^x*$-rj3ftBjLfco-5, m^osij-a-T-x 

^xomx'Turt, t§2 rfkij t^-rsjss co- 
ca) ©EJStffltfTT*. 
[0 0 0 6] 

[ffci] 

+ SH 2 -••(!) 

+ H 2 • • • (2) 

+ H 8 ... (3) 

T\ M«#ftTtcMS<DSiS (3) KiOCOfcHz lc 

fc&u cozis^ro. 5~ 1 %mmcmffi?zz. £& 
tea. co^^©^fx*^^»c^xfiisssKAHj. 

M*tfCO*10p pmfitTte4**-p«flC*±tf*c 
[0 0 10] CO±3KLT»6n**«flCO*il6** 



*rf3 mic co«£*««Lfc) #x*m&wsiG> 

[00 1 1] 

IKWtffffikLZ o i:-T5H®] su^Lfei 

COO 1 2] t&frl5. **«3»RJ6«»fc*n^Ttt 10 

1) COKftfll*4«&-rs. 

2) l^tioTtt, £&lcM0MHttB%£Hfc'r 

[0013] *awtt±EHi«te«*, &ft#x*itjg 

[0 0 143 20 

ICfiaiLTJWtfi 5 C t*#SitS, 
[0 0 15] JKT» *mfcffSjmWftOrt8ftffm 

[o o i 6] m i ia±*m}icm%j&mm&<DiBt&*m ao 
tm&wv&Zo mmic7jk?£?ic^ nmnmi i©— 
^<ommic7mmmm<Dmmm i 2 digits t&tcnft 

fe^Tk^^tLTO/^^^A^JSll 4im; 

AUffiiwx-fe/^-* 1 5*m&mte-€tt>*tT\,^ 0 & 

77©7j<^lE{t:fl3©&$iUl l 3©{||®t;:t>£-?LSf1$©&iit 
WSl 6MmclE®ffi!l:*fX-fe^U-# l 7*JW&S*r& 

[0 0 17] f LT> 5feK7?XtLT©7j<^##^^ 
XI 8{i±I2ft@{tl;#X-b/^-£ 1 5 £fgj£Sftfc«S 

£©&*■&## X 2 U±, Sttffl!l©IE<if!];!jX-tr7*lx-- 
* 1 7{Cjgfig$^/c^^#**X«iK2 2fC«J&?tl, 
-aWM63B«J8«Snfc« % X h 'J -A 2 3 t LTZkftlc 

[0018] cc?±M&mmM*Mtez>7)<mmm£ 

Tkf^SOT©®!^ 1 2 fCfc^T, 



#feW 5-2 9 9 1 0 5 



8 *©7WRo**aw2»te3aiis-a:*jiKj*.^r*fe© 

'J'A^II 1 4 4"£rjgiILT:7°n h >f5«S©«^K 

Hi it»<j;^an^ 0 

[0 0 19] C©7k*^^{cMj®?-&57^^t>A 
K&JKM 1 4 LXlt, MZ.ISP dmftm, P d - A g 
^&JK. Pd-Y^I, Pd-Ag-Au-Ru^ 

[0020] £t\e><D^7i;yL.% : &mmici3if2>7m 

©iljgfclO^-ni, Graha m©58JUWP?^< ©W& 

*^^nrfe»>, ^©ajfiswosjtti, #©£*>??t- 

(2) ©«7jc^?^KSLfe$$7k^H?{c»f|||-r 

(3) BWK?#WiL:?*ah:/fc«?|c#teU 1? 

(4) 7 p ah>©««T'il©5!lS7?X»6S»<ll CM 
( 5 ) £*MHT-7n h >#&g*g?fr S*?*SS LOR 

(6) B»*JlSffll^2ffl©«|*K:J:?), K»**i^f* 

(7) «aB*>5*jR»?©B»rs. 

[0021] ^Xic ±.Uf^WL3k&m,Wi 1 4^T7j<* 

mt vrzmnmm<DmmtLrmm^n^7mtmt<o 

[0022] 9ff. 7kmimMW<DMmifxffi.B$ l 1 9i 

^mmmmmicjzij^ -?u h>H* 2 4 axm-e^m 

'^W&Jfk&mmi 4©ffe4Sfc;f£ftL/c:©-5, 7j<ig# 

^©«8iT-7ic^«?fSffl©«j«e 1 2 ic&tsrrso ^es 
1 2<Dmm^m^7km^^tmmL-czfuh> 

on**** xsms 2 2 N^&Mttonni 1 5 © 
cp£r&SStLT< 502 ©fin2 5§e,^ ^asm^iei 

K*jlCTdftA-rS„ *?e- Ofin2 6ci:^aLT 
E«U Hz 0^4St§„ l^Hz 0«ST*«^1 5 
©<F%Oz ©Sftft2 5 £&Mft££i£iStLTIE@<i»ig 

^*rxg5S2 ofcpML^m^nsc 

[0 0 2 3] M*T?©EJS*j£ 
TIB Tfb2J lC7jk-?£5lC%:% 0 
[0 0 2 4] 
[ft 2] 



(4) 



ftffiW- 5-2 9 9 1 0 5 



Hz -^4H* + 4 e- 

?}<mmitm<otemm 1 3ic^x, 

4H* +4e- + Oz -» 

[00253 ±iekj£ (4) T^-r^m^e- », m 

?e- Ogittl2 6 a, 2 6 b, 2 6 c t^oTSJtffii 
t^i&LSJS (5) 3 0 £<Dt£. W^e- <Q 

[0 0 2 6] ±l2IKB^fCt5V>T«, Affi{g!l£^tf-fc7j<J?t 

14tt, 01 (c^-T <fc •? tctMKBI 1 1 OMSK 
S(t^7fcjR^liBlffio«mW 1 2 ©— WffiKRW-c^* 

[0 0 2 73 02 csi-KfifiOMtt, 0 1 fc^-r 



20 



[0 0 2 83 ±C/<7$7*AX&HRl 4^?m 

mt LR-ommmmnm 1 1 t^LTftaiswiso 

Hz -»4H* +4 e- 

7kmm<tm(Dmmm 1 3(c^t, 

4 H* + 4 e- +Oz ->2 Hz O 
[0 0 3 23 ±I2£JS (6) T?feg««fe- H\ * 
?e- ©8S*12 6 a, 2 6 b, 2 6 c £: & t> T£*f@<ll 
fc&ffrLSfS (7) fC^-TS. CCOt*, W?e- £0 

[0 0 3 33 JJB, /<5y*A3Rft|» 1 4 HE, 7*** 

1 4tmmmmi lt&mmat&T&ctv, fuh> 

H* ©«Mi*/^5*>A*&««t l 4ft«6«flHUli i 

[00 3 43 



(4) 



2Hz O • • • (5) 

[00293 $m\ AxtiAMfoMm^rxMai 1 9<w 

fr5fHB'<9s?'>AS&JBlRi 4te«AU )Mm<DWffl 

mTk&mMmmicz*), 7uh>H> 2 4 atirai 

10 >H* 2 4 aOKISO£$?^K«li¥KMl lOiflCiB 

tn^nfyH* Oi^n2 4 bt^T, Tkfg&ffcffl 
©tt»Wl.3teI!litU iE@<II©&JS?##;tfXiftgS2 2 
«4>6*Jltt©M{lil 5Off^rfi£ftLT<S0z © 

?e- ©iffift2 6 c £-&8lELTgJSU Hz O*£j0cf 
SKHz OttlHilfil 5©^^rOz cD?JSn2 5i: 

[0 0 3 03 ffc*^ W@£lV<DEj&*:$ittb*£. 
TIE Tfk3J (C^-T j:3fc^:^„ 
[00 3 13 

[fb33 

• ■ • (6) 



30 



40 



O ... ( 7 ) 

14 (I V^tt) #0. 7 5VX0. 2A/cm z tib 
SlAffiST'O. 1 5W/cm ! iCTEtik&Wlft-g&Z, 

&J0. 025Wh>wT*^C,, IMtO. 1 
5W/cm 2 Oit07ki77 7 ^X^Hzti (0. 0 
2 5) (0. 15) Wcm ! -h=l. 37cm 3 
/cm 2 • mm£%% 0 mZcOTkmy "7 

0 Hz tt, TIE r»ij C^tST^jl^n5 0 
[0 0 3 53 

[&13 



50 



< 5 > mmW- 5-2 99 1 0 5 



7 



8 



0H a =K - exp [ -Ea/RT] - (VTT-VTT) - ♦ - ( l ) 



K : TkX&BtiMR (cm 3 /cm 2 -mm) 

Ph , P L : ^rti^nTK^fCo^TtDJiM^^ TM#ffi(atm) 

E a : fcmzm-Z>mHk<t^)\,¥- (=2 5 5 0 cal/mol) 

R : m*M1tL (= 1 . 9 8 7 cal/mol -k) 

T : t&MUm. (K) 

[0039] (Uttflfg i ) b i tewb«:«s«* 

coo4o] ittBWfflfcams-^fczMis^fir^rxisitf 

[0 0 4 1] 



tfriDtfflfmmm ■ ScnXScn 
(MPS) : 12 5/ira 

g-res i n 

(MPS) : 0. 1 2mm 

(P tSftg) : 1. 5mg/cm 2 

7kmftm&mm (mk> •■ p a • a g-a-^ji 

(A g-&#40 : 2 5 w t % 
(MPS) :£jl0/xm 

rn.mm.rn mm : ^mti-^^m^- b 

OPS) :&J0. 4mm 
tfX-t^U-* : S U S 3 1 6 L 

GfJ£#) :rl30. 4mmxgSJ0. 5mmxtfy^i mm 

(2) Jff£fcfl: 

iSS : 1 OOt 

Tk^-g-^tfX (fflj£) : H 2 : 3 0*;!/%, H2 O : 3 0tW, 

Nz : 38. 5^;V%, CO: 1. 5*;I/% 
(£frt«) : 1 2 0 0 N c c /m i n 



[0 0 3 6] C CT\ £gmgfi£rl 20t (=393 
K) £U TjJitiffilTk^roi^cPL^O a tmtt 
«o H7->*'>AMIIJ:lT > Pd • A g-£r& 

mzmmtZc, zommtTkmimmm. tit 
teffi£tzc£&?%. mmmm^K = 2 o o~3 o 20 

7kS77-y^X0H 2 =1. 37cm 3 /cm 2 -mm 
£f#3±?ft{l!l7.kSS#JEPB ^165^, Pb2=0. 0 1 
4 3—0. 03 22 atmi:%S 1 
[0 0 3 7]fcT, 7k«*W«S«XO^BE*2 a t 
mt«t5i^lcB > ISI^^fX^cOTk^igSfiO. 
7~i. 6 ; e;i/%o^— ^ncfa^ci:i:^5 0 

[0038] l^u mmatTffi.M7kmttm3.vtn? 



(6) 



ISMPF 5-2 99 1 0 5 



[00 4 4] 



10 

S£f£###X mm :*PS^« (Oa : 1 9%. Nz : 7 1 %, 

H2 O: 10%) 
(MW) : 1 5 0 0 N c c/m i n 

(3) nattm 

Mff : 0. 7 V 
««tS&S : 0. 0 8 A/ cm 2 

[0042] cmmm 2 ) ^ 2 jcs* Lfcj&msffe 

^L3k^&m 1 4 t LT P a • A g£-&jgtSrJ3V\ ttjg 

[0043] mnmmicmmzitrcTkmismxxiozu 
( 1 ) n.m<Dwm.tk&- 

■t^m^mmm 5 c m x 5 c m 

OWPS) : 1 2 5 Mm 

W*>SMiAe) : 1. lmeg/g-resin 
mmm <MW) : P tgJ#;*7-tf>1SK^I (7cf£U ^@dI<D^) 
($i/P£) : 0. 1 2mm 
(P tffiffS) : 1 . 5mg/cm ! 
zk*#g|£;i§i (US) : P a • A g^&JH 
(Ag§t$) 

op*) 



: 2 5 w t % 
O/im 

:$J0. 4mm 
tfX-fe/Sl— * («@) : S U S 3 1 6 L 

:rpO. 4mmx^0. 

(2) 

SJft : 1 0 1 °C 
JE*f : 

7j<*##^x mm) 
(mm) 

mm^mu*. mm 



5mmxif7f 1 mm 



(3) ^mttti 

«BE : 0. 7 1V 
Sift^ft : 0. 0 5 K/ cm 2 
[0 0 4 5] 40 

BLfc&zzicm&TzcozteMT-MiFimcfm (co 
2) jmmmvmmt. ftxmcttnisTmctimictj; so 



: Hz : 2 0*;!/%, Ha 
N2 : 4 8. 5t;l/%, 
: 1240Ncc/min 
: Ml^^l (O2 : 1 9%, N 2 

Hz O:i0%) 
: 1 5 5 0 N c c /m i n 



O : 3 O^E/1/%, 
CO: 1 . 5^7l/% 



7 1 %, 



3) 3:7c, 7^^^A^SM^ittSa^MMi:g-a-r 

4) *n*lc» ±121) ~3) ©&JHK«t:D«x*.£- 

[0ffi©ffl*^uiB^] 

[01] -mmmicm^^x-t/n — ^<D^mnwmx- 

[02] mi<D*i'<ls-2<D&£hm&*:7ikTmW®T'& 

[03] umi&m<Dwmtem&m*7jk?777T'&z> 0 



(7) 

11 

[04] mfc&ft?mmnm®mwm*m-?mi£mT*& 

1 1 mmmm 

1 2 7icmmm<ommm 

1 3 7j<*Kftffl(75«4«* 

l 4 /<7S?r>A**JBHl 

1 5 tilifXt;^-? 

1 6 S?ffim*S 

1 7 JEMWX-fe^-* 

[01] 




Itia 1 ? 5-29 9 1 0 5 

12 

1 8 **d*«iBjSfX 

1 9 im#xffi& 

2 0, 2 3 XM>— A 
2 1 MRftfftfx 

2 2 mtsmuxmsz 

24 a /nhyH* 

2 4b /nh>H' (Dffi.fr 

2 5 0 2 ©jffift 

2 6 a ~ 2 6 c %=f e - ©gitn 

27 w?$ffitsm 

[02] 




[03] 



15* 



CO 
H 



a* 








H 2 








w 






m 






a 







(8) 



9 9 10 5 



[04] 




[#S?*iIEM 
[¥M«iE 1 ] 

HflErtS] 

t¥tBfiE2] 
[«iE*f&«g:&] HSij-fflS 
MiEJWKSBiS] 0 0 14 

[0 0 14] 

[¥fc*fIE3] 
CMiEHftMMU mm* 
OfiEtt&JSB*] 0 0 2 0 



[ffiiE^M] g£ 
[«IEl*3g] 

[0 0 2 0] CtlBO/^^^ASR^BJHlcfett*** 
©iliSfc-Ol^Tti, G r a h a m(D$£WXM& < <Dm$l 

( 1 ) Aira^rxfliomoaiHtezfcaKH'WK^rso 

(2) »«7k*^««««L,fcS*zk*JR^tej|BB-r 

(3) WMm : ?ifiMmi>7nh>£W¥ti:1MU WrT- 

(4) ynh>o««T»aBOftHI*Xffl!l*»6S»«| CM 

(7) ffl|ffi*»6*j|65^?*Bai-r*. 
C¥tNfjE4] 

BEE2«fcKB4&] 0 0 3 4 
[0 0 3 4] 



(9) 



ftm 1 ?- 5-2 9 9 1 0 5 



14 ( I V#14) #0. 7 5VX0. 2A/cm 2 t)5:to 
t>mtJ^AT0. 1 5W/cm 2 lCTWm*W}tt-$ : e& 

m.<DmK8)^lk 6 4 % £ LT, 1 •? <D7j<^Safi 
&J0. 02 5Wh -wm* 1 ^ fMSO. 1 
5W/cm 2 Oi:*©7j<^-75-y^X«H2 tt (0. 0 
2 5) (0. 15) €Vcm 2 • h = 1. 3 7 cm 3 
/cm 2 • m 1 n fc&S, O^c, BulBOTk^^^ y ^ 

0H 2 =K«exp [ -Ea/RT] ■ (VTT-VTT) 



«H2ii, TIE H&iJ l^tST-#^F.ti5„ 
[3Mt*iIE5] 
RfIE*f#i»gi£] B^«B» 
[*§IE*fi^g;&] 0 0 3 5 

[liIErt§] 
[0 0 3 5] 

can 



CD 



K : 7kmmm&M (cm 8 /cm* • m i n) 

E a : tScJiftSgtfbx*;^- (=2 5 5 0 c a 1/mo 1) 
R : (= 1 . 9 8 7 c a 1 /m o 1 • K ) 

T : &*ffim (K) 



[#g!ffIE6] 

mjEMmmszi 0036 

[«IEF*3g] 

[0 0 3 6] CCT\ jgm&SSr 120t (=393 
K) tU T»7j<^ff(i:^fc P l = 0 a t mfc-T 

3=, 3efc, ^-^^^A^sjii: lt, Pd • a g ^<& 

i£®Eft§^CK=2 0 0~3 0 

o<Dm*$zm.?z>cttfT°z% a ±fe&i£ en 

zk^7^y^X0H 2 = 1. 3 7 cm 3 /cm 2 -mi 
n/£rff S±%ffl!l7k^jj-ffPH ^ftSE, Ph=0. 0 
1 4 3 — 0. 0 3 2 2 a tmt%5 0 



[^£!«IE7] 
RiIE*f#l»S£] 
[ffliEW^B^] 00 4 0 
[MiE^S] 
[«IErt§] 

[0 0 4 0] ^mftefi:gS5i5-ii-fc7i<*-g-W7?xi3 e kt/ 

fco 

[^«IE8] 
[ffiJEW^Sa^] 

mi^sm mm. 

[0 0 4 1] 



0 0 4 1 



( i ) mmcommg-ft 

•b^OtJai^lIi : 5 c m x 5 c m 
mm*; : 125/im 

W^^MiAe) : 1. lmeg/g-resin 

mmm : p t mnA-^>m^m ommw. mmmw) 

(BgmZ) : 0. 1 2mm 
(P ti§#«) 



1. 5mg/cm 2 
Pd - Ag^? 
2 5 w t % 
II Opm 



(10) 



5-2 9 9 1 05 



(f?) :*50. 4mm 
tfX-tr^b-* (#J|) : s U S 3 1 6 L 

(«*£#) : rt3 0. 4mmxjfJ0. 5mmxlf.yf lram 

(2) aif^^ff 

Sfi: 1 0 0°C 

7k^##^X (fflfig) : H2 : 3 0t;l/%, Hz O : 3 0W, 

N 2 :3 8. 5*;l/%, CO: 1. 5*;I/% 
1 2 0 0 N c c /m i n 
ADM^ (O2 : 1 9%, N2 : 7 1 %, 

Hz O : 10%) 
1 5 0 0 N c c /m i n 



mm) 

mmsmuT. mm) 
mm) 



7 V 

0. 08A/cm 2 



o) imam 

»jE: 0. 

CattSB] ¥(S4¥6^3B 
[¥atttiE9] 

mmnmms^i 0042 

RfiErt$] 

C0 0 4 2] (MB&m2) 
■>A3££-&&1 4tUPd.-Ag^Mffll\ fig 

C#ttSiEl 0] 
B«E»**B*] 00 4 3 

( 1 ) 

(JKP2) 



[0043] m&nmK$mf£i£rc7i<m£m#x$s£zf 

fee 

[#tt»IEl 1] 
[«IE*t*«»&] Wi®9 

aiiEttmmmzi 0044 
[« JE^a] mm 

[0 0 4 4] 



5 c m x 5 c m 
12 5 /1 m 

W*V3^§iAe) : 1. lmeg/g-resin 



(WPS) : 0 
(P tfi#S) 

(A g*M9 
(MS?) 
UKli (#» 
OP*) 



1 2mm 

1 . 5 rag/c m 2 
PI- A g^ii 

2 5 w t % 
*9l 0/im 

■ &10. 4mm 



tfX-fe/Sb-* (#«) : S U S 3 1 6 L 

(it^tf) rrjio. 4mmxgjS2o. 5 mmxtf^f 1 mm 

(2) ft*** 

?SS : 1 0 1 °C 
E.t> :^£E 

TkS^TtfX G£jft) : Hz : 2 0 *•;!/%, Hz O : 3 0^/1/%, 

Nz :4 8. 5^}V%, CO: 1. 5*;I/% 
(SSS) : 1 2 4 0 N c c /m i n 



9 9 1 0 5 



(i?it») : 1 5 5 0 

MS. : 0. 7 1V 

WOMBS. : 0. 0 5 A/cm 2 

miEnm.9m^i mmm 
i i mmnm 



(Oz : 1 9%, Nz : 7 1%, 
Hz 0 : 10%) 
N c c /m i n 



1 2 7kmmmm<Dmmm 

1 3 7j<^^<bfflofts«M 

1 4 /^>*<?A?&&/g§i 

1 5 mffiM^rx-b/^-^ 

i 6 mrnnm 

1 7 lEffiflSbtfX-fe/^l— £ 
1 8 7j<^^-#^^>!jrx 

1 9 mnj}xi#i& 

2 0, 2 3 XhU— A 

2 i mmrnmu* 

2 2 K^W**Xj5SIS 

24a ynh>H+ 

24 b ^nh^H+cogiin 

2 5 O z Offitl 

2 6 a ~ 2 6 c e ~ ©gfttl 

27 ft^m^sst 



